with methanol until the solution rinsed off colorless. The crystals were dried in vacuum to yield 0.64 g (27.8 %). The copper and nickel complexes II and III, respectively, were synthesized from I by reaction with Cu(II) or Ni(II) acetate in DMF at reflux temperature for 45 minutes. The products were precipitated with methanol, collected by filtration, and rinsed with methanol until the solutions were clear. Additional product precipitated from the washing solutions over night at 260 K in the freezer. The purple solids were dried in vacuum. All single crystals were grown by slow diffusion of hexane into a solution of I, II, or III in methylene chloride in small test tubes.
Experimental details
The crystals tend to desolvate in air at room temperature when taken out of solution. They were mounted on the goniometerhead with the help of a small drop of mineral oil and were immediately transferred into to the cold stream of the diffractometer.
For the purpose of the refinement a static disorder with three partially occupied and overlapping solvate molecules was assumed.
The refined occupancy distributions for the three structures are similar but not quite identical (0.43(1), 0.36 (2) , and 0.176(4) for I, 0.48(1), 0.31(1) and 0.180(3) for II, and 0.483(9), 0.25(1) and 0.249(5) for III).
Discussion
The free base porphyrin (I), the copper complex (II), and the nickel derivative (III) were found to be isomorphous and are crystallizing with the center of the porphyrin located in a crystallographic inversion center. Isomorphism among related porphyrin complexes is not unusual and is often observed for the more rigid members of the porphyrin family. Exchange of the central metal as well as variation of the co-crystallizing solvates often results in conservation of the overall packing pattern and related compounds often form an isomorphous and/or isostructural series [2] [3] [4] . The unit cell parameters of compounds I, II and III are very similar. The unit cell volumes at 100 K are differing by less than 0.5 % from their average value and the largest variation for any of the unit cell axes, found for the a axis of the Cu complex (II), is 0.056 Å or 0.49 % of the median value. The three congeners are essentially isostructural and were refined with the same set of parameters and restraints, differing only by the presence of either a central Ni or Cu atom for the metal complexes or the pyrrole hydrogen atom for the free base porphyrin. C52H46N4O8 · 2CH2Cl2, Cu(C52H44N4O8) · 2CH2Cl2, Ni(C52H44N4O8) · 2CH2Cl2 19
